Study of the pyrolytic products of Al 2 Br 6 pyz. In conclusion of the tensimetry experiment 5 the system was kept at 415 ºC for 4 hours, and after the volatile compounds were separated (condensed into the compartment at room temperature upon heating of the system at 280-300 ºC for 36 hours) and analyzed by mass-spectrometry (170 ºC, 70 eV). Ions AlBr 2 pyz + (22%) and AlBr 3 pyz + (15%)
. Molecular structure of complex AlBr 3 ·pyz·AlBr 3 (1) in the crystal. Selected interatomic distances (Å): Al1-N1 1.999(6), Al1-Br1 2.2538(18), Al1-Br2 2.267(2), Al1-Br3 2.2465(16). Selected bond angles (deg): Br1-Al1-Br2 113.40(6), Br1-Al1-Br3 116.88(7), Br1-Al1-N1 100.85(18), Br2-Al1-Br3 114.67(9), Br2-Al1-N1 104.43(16), Br3-Al1-N1 104.17(15). Figure S2 . Molecular structure of complex GaCl 3 ·pyz·GaCl 3 (2) in the crystal. Selected interatomic distances (Å): Ga1-N1 2.044(7), Ga1-Cl1 2.135(2), Ga1-Cl2 2.147(2), Ga1-Cl3 2.129(2). Selected bond angles (deg): Cl1-Ga1-Cl2 112.99(8), Cl1-Ga1-Cl3 116.86(8), Cl1-Ga1-N1 101.6(2), Cl2-Ga1-Cl3 116.05(9), Cl2-Ga1-N1 103.10(19), . (7), Br2-Al3-Br2' 128.09(6), Br2-Al3-N1 90.63(7), N1-Al3-N1 173.16(13). Figure S4 . Molecular structure of complex (GaCl 3 ·pyz) ∞ (4) in the crystal. Selected interatomic distances (Å): Ga1-N1 2.203(5), Ga1-Cl1 2.1855(14), Ga1-Cl2 2.174(2). Selected bond angles (deg): Cl1-Ga1-Cl2 117.32(4), Cl1-Ga1-N1 90.50(12), Cl1-Ga1-Cl1' 125.36(6), Cl1-Ga1-N1 87.51(12), , . Figure S5 . Molecular structure of complex GaI 3 ·pyz (5) in the crystal. Selected interatomic distances (Å): Ga1-N1 2.037(6), Ga1-I1 2.5137(10), Ga1-I2 2.5094(9), Ga1-I3 2.5081(11). Selected bond angles (deg): I1-Ga1-I2 116.57(4), I1-Ga1-I3 112.09(4), I1-Ga1-N1 102.54(16), I2-Ga1-I3 113.83(3), I2-Ga1-N1 105.09(16), I3-Ga1-N1 105.05(17). 
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